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(57)Abstract: 

PROBLEM TO BE SOLVED: To provide a vapor-phase 
deposition method by which an oxide film or a nitride film of 
high-permittivity materials exhibiting uniform and proper film 
quality is deposited on a substrate by a vapor-phase atomic 
layer deposition method without using chloride salt materials, 

and to provide a method for manufacturing semiconductor r ~~ ~ 

devices. ^ ^k ^ff^ 

SOLUTION: Material such as zirconium, hafnium or an organic j [.-.- . """1 ; rt 

metallic compound such as a lanthanoid compound and an T. raJ^ T _ T^i. , 

oxidizing reagent or nitriding reagent made of nitrogen radical or ^- > 
mixture radical of oxygen and nitrogen are used. A metallic rft^ ^%jW.~$'w^z? 

compound thin film is deposited by each atomic layer by ^w^^Mf-^; 
alternately applying the material and the radical. Since no *' Jfv '*i#£&& m 

metallic chloride salt material and no water is used, no residual ^V^*-^ 
chlorine or carbon is left in the film and a high-quality thin film 
exhibiting a high uniformity of thickness can be formed. 
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[CLAIMS] 



JPO and NCIPI are not responsible for any 
damages caused by the use of tnis translation. 

1. This document has been translated by computer. So the translation may not reflect the original precisely. 

2. **** shows the word which can not be translated. 
3.1n the drawings, any words are not translated. 

CLAIMS 
[Claim(s)] 

[Claim 1] The gaseous-phase deposition approach of the metallic-compounds thin film which is the gaseous- 
phase deposition approach which deposits a metallic-compounds thin film for every atomic layer on a 
substrate, and is characterized by irradiating said raw material and said radical by turns, and depositing a 
metallic-compounds thin film to atomic layer order using the raw material which consists of an 
organometallic compound, the oxidizing agent which consists of a mixed radical of an oxygen radical, a 
nitrogen radical or oxygen, and nitrogen, or a nitriding agent. 

[Claim 2] The gaseous-phase deposition approach of the metallic-compounds thin film according to claim 1 
characterized by generating said oxygen radical from oxygen gas, generating said nitrogen radical from 
nitrogen gas or ammonia gas, and being generated from NO system gas by which said mixed radical 
contains NO, N20, or N02. 

[Claim 3] The gaseous-phase deposition approach of the metallic-compounds thin film according to claim 1 
or 2 which holds the water partial pressure in a reaction chamber to 10 - 4 or less Pa, and is characterized by 
controlling the gaseous phase reaction of water and an organometallic compound on the occasion of 
deposition of said metallic-compounds thin film. 

[Claim 4] The gaseous-phase deposition approach of the metallic-compounds thin film according to claim 1 
to 3 characterized by setting substrate temperature as the temperature which the autolysis of said 
organometallic compound raw material does not generate on the occasion of deposition of said metallic- 
compounds thin film. 

[Claim 5] The gaseous-phase deposition approach of the metallic-compounds thin film according to claim 4 
characterized by setting said substrate temperature as the temperature requirement which said metallic- 
compounds thin film deposits in the amorphous condition. 

[Claim 6] The gaseous-phase deposition approach of the metallic-compounds thin film according to claim 5 
characterized by setting said substrate temperature as a 300-degree C temperature requirement from 
ordinary temperature when using a tertiary butoxy hafnium as said organometallic compound raw material. 
[Claim 7] The gaseous-phase deposition approach of the metallic-compounds thin film according to claim 1 
to 6 characterized by depositing said metallic-compounds thin film continuously using said organometallic 
compound raw material within the same equipment after irradiating an oxygen radical or a nitrogen radical 
on a silicon substrate and forming silicon oxide or a silicon nitride in said silicon substrate surface. 
[Claim 8] The gaseous-phase deposition approach of the metallic-compounds thin film according to claim 1 
to 7 characterized by forming said metallic-compounds thin film using the raw material which mixed two or 
more organometallic compounds. 

[Claim 9] The gaseous-phase deposition approach of the metallic-compounds thin film according to claim 8 
characterized by controlling the film presentation of said metallic-compounds thin film formed by carrying 
out adjustable [ of the mixing ratio of said organometallic compound raw material ]. 
[Claim 10] The gaseous-phase deposition approach of a metallic-compounds thin film according to claim 1 
to 9 that said organometallic compound is characterized by including either a zirconium, a hafnium or a 
lanthanoids compound. 

[Claim 1 1] The gaseous-phase deposition approach of a metallic-compounds thin film according to claim 10 
that said organometallic compound is characterized by including any 1 of a tertiary BUTOKI hafnium, an 
acetylacetonate hafnium, a diethylamino hafnium, a tertiary BUTOKI zirconium, an acetylacetonate 
zirconium, and the diethylamino zirconiums. 

[Claim 12] The gaseous-phase deposition approach of the metallic-compounds thin film according to claim 
1 1 characterized by depositing aluminates or a silicate compound on said organometallic compound further 
using the raw material which mixed trimethylaluminum or a tetramethylsilane. 
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[Claim 13] The gasedus-phase deposition approach of a metallic-compounds thin film according to claim 10 
that said organometallic compound is characterized by including a lanthanum, a terbium, an erbium, a 
holmium, a dysprosium, and the dipivaloyl meta-NETO compound of PURASEOJIUMU. 
[Claim 14] The manufacture approach of an MOS transistor characterized by forming gate dielectric film 
using claim 1 thru/or the any 1 approach of 13. 

[Claim 15] The manufacture approach of a semiconductor device characterized by forming the barrier layer 

used for a multilayer-interconnection layer using claim 1 thru/or the any 1 approach of 13. 

[Claim 16] The manufacture approach of a semiconductor device according to claim 15 characterized by 

said barrier layer consisting of TaN formed by irradiating a nitrogen radical, using a PENTA dimethylamino 

tantalum as TiN formed by irradiating a nitrogen radical, or said organometallic compound raw material, 

using tetra-dimethylamino titanium as said organometallic compound raw material. 

[Claim 17] The manufacture approach of DRAM characterized by forming a capacitor capacity insulator 

layer using claim 1 thru/or the any 1 approach of 13. 



[Translation done.] 



http://www4.ipdl.ncipi.go.jp/cgi-bi^ 4/14/2005 



JP,2002-343790,A [DETAILED DESCRIPTION] Page 1 of 8 



NOTICES * 



DETA 

h 



JPO and NCI PI are not responsible for any 
damages caused by the use of this translation. 

1 .This document has been translated by computer. So the translation may not reflect the original precisely. 

2 **** shows the word which can not be translated. 
3. In the drawings, any words are not translated. 

DETAILED DESCRIPTION 

[Detailed Description of the Invention] 
[0001] 

[Field of the Invention] Especially this invention relates to the manufacture approach of the semiconductor 
device which deposits an insulator layer by the gaseous-phase deposition approach and this approach of 
depositing a metallic oxide or a metal nitride thin film for every atomic layer about the gaseous-phase 
deposition approach of a metallic-compounds thin film, and the manufacture approach of a semiconductor 
device. 
[0002] 

[Description of the Prior Art] In recent years, it has been an important technical problem on LSI 
manufacture by the rise of the degree of integration of a semi-conductor ultra-large scale integrated circuit 
(LSI) how various kinds of thin films are formed with sufficient dependability and homogeneity on a silicon 
wafer. Especially the gate dielectric film used for the gate of an MOS mold field-effect transistor is asked 
for high pressure-proofing besides low leakage current, high dependability, and the homogeneity of 
thickness. Until now, the insulator layer of Si02 system is mainly used as gate dielectric film, and the 
deposition by thermal oxidation is performed. Moreover, on gate dielectric film, a polish recon electrode 
usually accumulates with a reduced pressure CVD method as a gate electrode. 

[0003] However, gate dielectric film is thin-film-ized from the request of a scaling law by 2nm or less of 
thickness in recent years, and the problem that a gate leakage current increases by thin film-ization of gate 
dielectric film has arisen. Then, examination which newly introduces a metallic oxide with specific 
inductive capacity higher than Si02 is performed. In order to fall leakage current, even if this deposits the 
physical thickness of an insulator layer thickly, it is because effectual thickness when converting into Si02 
film (specific inductive capacity 4) can be made small in the case of an insulator layer with high specific 
inductive capacity. 

[0004] These metal insulator layer needs to be stable on silicon and a thermodynamics target, and 
installation of the oxide of 20aluminum3 film, Zr02 film, Hf02 film, or a lanthanoids system element etc. 
is considered from the viewpoint (for example, H.J.Osten, 2000 or 653 pages of IEDM technical digests). In 
this, since 20aluminum3 film is used as an insulating material from the former, it is promising as first high 
dielectric constant film which replaces Si02. However, since the specific inductive capacity of 
20aluminum3 film is not so so high as about 10, Zr02 (specific inductive capacity 25) film and Hf02 film 
(specific inductive capacity 30) with more high specific inductive capacity, or a lanthanoids system insulator 
layer is further examined as the next generation's ingredient. Or promising ** also of the aluminates film 
which added Zr or Hf in aluminum203 film, or the silicate film which added Zr or Hf in Si02 is carried out 
(for example, L.Manchanda, 2000 or 23 pages of IEDM technical digests). 

[0005] On the other hand, in deposition of gate dielectric film, the homogeneity within a wafer side of 
thickness is very important, for example, the thickness homogeneity demanded when depositing gate 
dielectric film of 1.5nm of conversion thickness on a 8 inch silicon wafer is less than **0.05nm in a field. 
Although various technique, such as thermal oxidation processing after a reactant spatter and a metal spatter 
and chemical gaseous-phase deposition (CVD:Chemical Vapor Deposition), is used for deposition of the 
above-mentioned quantity dielectric constant gate dielectric film, since thickness homogeneity very good in 
a silicon wafer side is acquired, the gaseous-phase atomic layer depositing method (ALD: AtomicLayer 
Deposition) deposited while accumulating one atomic layer especially of metal insulator layers at a time 
attracts attention as the leading deposition approach. In order to carry out the gaseous-phase deposition of 
the metal oxide film for every atomic layer by the gaseous-phase atomic layer depositing method, it is 
attained by performing a mutual exposure with trimethylaluminum (TMA) and water by 20aluminum3 film, 
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and performing a mutual exposure with a chloride raw material and water in Zr02 and Hf02. 
[0006] 

[Problem(s) to be Solved by the Invention] However, in order to use a chloride as material gas when 
depositing Zr and the oxide film of Hf by the gaseous-phase atomic layer depositing method as described 
above, into the oxide film after membrane formation, the chlorine contained in material gas remained and 
the fall of the remarkable dependability in the production process of a subsequent semi-conductor was 
caused. Moreover, also when introducing the aluminates film and silicate film of Zr or Hf, in order to use a 
chloride for a raw material, it had the problem of the same chlorine residual. Or when introducing a 
lanthanoids system element, since a chloride raw material was a solid-state primarily, it was difficult [ it ] to 
perform gaseous-phase deposition. 

[0007] This invention is made in view of the above-mentioned trouble, and the main purpose is in offering 
the gaseous-phase deposition approach which can deposit Zr, the oxide film of Hf and a nitride or the 
aluminates film containing them and the silicate film, or the oxide film and nitride of a lanthanoids system 
element on a substrate in homogeneity and good membraneous quality by the gaseous-phase atomic layer 
depositing method, and the manufacture approach of a semiconductor device, without using a chloride raw 
material. 
[0008] 

[Means for Solving the Problem] In order to attain the above-mentioned purpose, on a substrate, the 
gaseous-phase deposition approach of this invention is the gaseous-phase deposition approach which 
deposits a metallic-compounds thin film for every atomic layer, using the raw material which consists of an 
organometallic compound, the oxidizing agent which consists of a mixed radical of an oxygen radical, a 
nitrogen radical or oxygen, and nitrogen, or a nitriding agent, irradiates said raw material and said radical by 
turns, and deposits a metallic-compounds thin film to atomic layer order. 

[0009] In this invention, it is desirable for said oxygen radical to be generated from oxygen gas, and for said 
nitrogen radical to be generated from nitrogen gas or ammonia gas, and to be generated from NO system gas 
by which said mixed radical contains NO, N20, or N02. 

[0010] Moreover, in this invention, it is desirable to hold the water partial pressure in a reaction chamber to 
10 - 4 or less Pa, and to control the gaseous phase reaction of water and an organometallic compound on the 
occasion of deposition of said metallic-compounds thin film. 

[001 1] In this invention, deposition of said metallic-compounds thin film is faced. Moreover, substrate 
temperature The temperature requirement on which it is desirable to set it as the temperature which the 
autolysis of said organometallic compound raw material does not generate, and said metallic-compounds 
thin film deposits said substrate temperature in the amorphous condition, Or when using a tertiary butoxy 
hafnium as said organometallic compound raw material, it can consider as the configuration which sets said 
substrate temperature as a 300-degree C temperature requirement from ordinary temperature. 
[0012] Moreover, in this invention, after irradiating an oxygen radical or a nitrogen radical on a silicon 
substrate and forming silicon oxide or a silicon nitride in said silicon substrate surface, it can also consider 
as the configuration which deposits said metallic-compounds thin film continuously using said 
organometallic compound raw material within the same equipment. 

[0013] Moreover, in this invention, it can consider as the configuration which controls the film presentation 
of said metallic-compounds thin film formed by forming said metallic-compounds thin film using the raw 
material which mixed two or more organometallic compounds, and carrying out adjustable [ of the mixing 
ratio of said organometallic compound raw material ]. 

[0014] Moreover, in this invention, it is desirable that said organometallic compound contains either a 
zirconium, a hafnium or a lanthanoids compound. 

[0015] Moreover, the manufacture approach of the MOS transistor of this invention forms gate dielectric 
film using the above-mentioned gaseous-phase deposition approach. 

[0016] Moreover, the manufacture approach of the semiconductor device of this invention can form the 
barrier layer used for a multilayer-interconnection layer using the above-mentioned gaseous-phase 
deposition approach, and said barrier layer can consider it as the configuration which it becomes from TaN 
formed by irradiating a nitrogen radical, using a PENTA dimethylamino tantalum as TiN formed by 
irradiating a nitrogen radical, or said organometallic compound raw material, using tetra-dimethylamino 
titanium as said organometallic compound raw material. 

[0017] Moreover, the manufacture approach of DRAM of this invention forms a capacitor capacity insulator 
layer using the above-mentioned gaseous-phase deposition approach. 

[0018] Thus, by replacing with the raw material of a chloride system and using an organic metal raw 
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material for all, by replacing with the water which can prevent the residual of the chlorine to the inside of 
the film, and is used from the former, and using an oxygen radical and a nitrogen radical as an oxidizer or a 
nitriding agent, this invention prevents the reaction of water and an organic metal raw material, and enables 
the gaseous-phase deposition for every atomic layer of a metallic oxide or a nitride thin film. 
[0019] 

[Embodiment of the Invention] The gaseous-phase deposition approach concerning this invention is set in 
the gestalt of the 1 desirable operation. A zirconium, a hafnium, Or the raw material which consists of 
organometallic compounds, such as a lanthanoids compound, and an oxygen radical, The oxidizer which 
consists of a nitrogen radical or a mixed radical of oxygen and nitrogen, or a nitriding agent is used. On 
conditions with 10 - 4 or less Pa [ of water partial pressures in a reaction chamber ], and a substrate 
temperature of 300 degrees C or less By irradiating a raw material and a radical by turns, not depositing a 
metallic-compounds thin film for every atomic layer, not using a metal chlorine object for a raw material, 
and not using water for an oxidizer, the residual of the chlorine to the inside of the film or carbon can be 
prevented, and the high-definition and high thin film of thickness homogeneity can be formed. 
[0020] That is, the deposition for every atomic layer is attained by irradiating an organic metal raw material, 
it carrying out saturation adsorption, and continuing on a substrate, oxidizing the organic metal which is 
adsorbing on a substrate by replacing with the water used as an oxidizing agent from the former, and 
irradiating an oxygen radical, removing carbon, and repeating the procedure which forms the adsorption site 
of the following organic metal raw material in coincidence. In addition, if it replaces with an oxygen radical 
and a nitrogen radical is used, a metaled nitride will be formed for every atomic layer, and if the mixed 
radical of oxygen and nitrogen is used, a metaled acid nitride will be formed for every atomic layer. 
[0021] In addition, "every atomic layer" indicated on these specifications means every film formed from the 
organic metal raw material by which saturation adsorption was carried out in every monoatomic layer and 
each cycle in strict semantics, the thickness changes under the effect of the steric hindrance by the 
magnitude of the organic metal raw material adsorbed, and it is considered in general that thickness shows 
the value of one or less atomic layer. Moreover, an oxygen radical, a nitrogen radical, or the mixed radical 
of oxygen and nitrogen shall point out the radical respectively generated from NO system gas containing 
oxygen gas, nitrogen gas or ammonia gas, NO, N20, or N02. 
[0022] 

[Example] The gestalt of operation of above-mentioned this invention is explained with reference to 
drawing 1 and drawin g 2 about the example of this invention that it should explain to a detail further. 
Drawin g 1 is the schematic diagram of the gaseous-phase atomic layer deposition equipment used by this 
invention. The membrane formation room 1 is exhausted with the vacuum pumps 5, such as a dry pump and 
a drag molecular pump, and is put under reduced pressure. At this time, a base degree of vacuum is 10 - 5 or 
less Pa, and the partial pressure of the water in equipment is always kept at 10 - 4 or less Pa. The equipment 
upper part is equipped with the source 4 of a radical, and the radical of oxygen or nitrogen is irradiated by 
impressing microwave. The source of a radical is equipped with the chemical cylinder 8 of oxygen or 
nitrogen through the closure bulb 10 and a massflow controller 6. 

[0023] In this deposition equipment, an organic metal raw material is supplied by two kinds of approaches 
as follows. One of them heats the organic metal raw material of a liquid to predetermined temperature, it 
raises vapor pressure, it is the approach of introducing into a membrane formation room through a massflow 
controller, and this equipment is equipped with the raw material cylinder 7 with a heating device, the 
massflow controller 6, and the closure bulb 10. Another approach is the approach of controlling the volume 
of the organic metal raw material of a liquid by the liquid massflow controller, making evaporate a liquid 
with a carburetor after that, and supplying in a reaction chamber. With this equipment, it has the liquid 
cylinder 12, and the helium chemical cylinder 13, the liquid massflow controller 1 1, the carburetor 9 and the 
closure bulb 10 for pressurizing a liquid and sending the liquid. When heating raises vapor pressure easily, 
the approach of the former which uses a massflow controller, and the approach of the latter which uses a 
carburetor for an ingredient with low vapor pressure are applied. Moreover, this equipment is equipped with 
the heater 2 for substrate heating, and a substrate 3 is heated at a heater 2. 

[0024] Although following each example described the example which formed various insulator layers 
using the gaseous-phase atomic layer deposition equipment of the above-mentioned structure, in advance of 
explanation of each example, first, only the raw material was replaced with the chloride raw material, and 
the insulator layer was formed by the technique using an organic metal raw material. Specifically the tertiary 
butoxy hafnium {Hf (OtBu)4} was used for the organic metal raw material, conventional water was used for 
the oxidizer, both were irradiated by turns, and atomic layer growth was tried. As membrane formation 
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conditions, it considered as the substrate temperature of 300 degrees C, and each exposure partial pressure 
was set to lOOPa, irradiation time of water was made and hafnium irradiation time was made into 10 to 30 
seconds for 5 seconds. 

[0025] The result of having formed membranes by the above-mentioned approach is shown in drawing 2 . 
Drawing 2 R> 2 shows the relation between the raw material irradiation time per 1 cycle, and the deposition 
thickness per 1 cycle, and when the mutual exposure of tertiary butoxide and the water is carried out, 
thickness is going up with the increment in irradiation time, without being saturated. That is, this shows that 
the usual gaseous-phase deposition reaction is advancing without tertiary butoxide carrying out saturation 
adsorption on a substrate. In addition, the more a water partial pressure becomes small, the reaction of water 
and an organic metal raw material is controlled, the more saturation adsorption becomes easy to take place, 
but even if it establishes a hot wall or uses large-sized evacuation equipment, it is difficult to make a water 
partial pressure small enough, and it replaces with a chloride raw material and every atomic layer cannot 
only be deposited by the technique using an organic metal raw material. 

[0026] So, in the invention in this application, it is characterized by replacing with the water which replaces 
with a metal chloride as a raw material, and it not only uses an organic metal raw material, but is used from 
the former as an oxidizing agent, and performing a deposition reaction using an oxygen radical, a nitrogen 
radical, or the mixed radical of oxygen and nitrogen. The result of having actually deposited the insulator 
layer on below by the approach of this invention is indicated. 

[0027] [Example 1] The gaseous-phase deposition approach concerning the 1st example of this invention is 
first explained with reference to drawin g 3 thru/or drawing 7 . In addition, the 1st example shows the 
example which deposited the oxide of a hafnium for every atomic layer. 

[0028] The tertiary butoxy hafnium {Hf (OtBu)4} is used for the raw material of a hafnium. The thermal 
oxidation film lnm or less was beforehand formed in the substrate 3 using the 8 inches silicon substrate. The 
raw material was heated at about 80 degrees C, and it introduced into the membrane formation room 1 
through the massflow controller 6. The exposure partial pressure of tertiary butoxide is lOOPa, and the 
oxygen radical impressed the power of 10W and made it generate in lPa of oxygen tension. And after 
heating to the substrate temperature of 300 degrees C, 40 cycles irradiated order called a raw material- 
oxygen radical by turns. 

[0029] The relation between the raw material irradiation time per 1 cycle and the deposition thickness per 1 
cycle is shown in drawing 3 . It is about 5 seconds or more of irradiation time, and by carrying out the 
mutual exposure of an organic metal raw material and the oxygen radical shows that the organic metal raw 
material is carrying out saturation adsorption on a substrate so that drawing 3 may show. It became clear 
from this result for a metallic oxide to be deposited for every atomic layer using an organic metal raw 
material by using an oxygen radical for an oxidizer. 

[0030] The situation of the above-mentioned saturation adsorption reaction is explained with reference to 
drawin g 4 . First, in drawing 4 (a), after forming silicon oxide 1 5 by radical oxidation on a silicon substrate 

14, as shown in (b), saturation adsorption of the organic metal raw material 16 is carried out on silicon oxide 

15. If the organic metal ingredient 16 does not autolyze at this time, the amount of the organic metal 
ingredient 16 adsorbed serves as a fixed value. Then, as shown in (c), the oxygen radical 17 which is the 
description part of this invention is irradiated, the organic metal ingredient which carried out saturation 
adsorption is oxidized, and 1 stratification of the metallic-oxide thin film 1 8 is carried out. At this time, the 
thickness of one layer serves as value extent of one or less atomic layer in strict semantics depending on the 
magnitude of the organic metal ingredient by which saturation adsorption is carried out. And the metallic- 
oxide thin film of desired thickness can be formed by repeating the process of (b) and (c) by turns. 

[003 1] Moreover, by the approach of this example, since water was not used for membrane formation, the 
water partial pressure in the membrane formation room 1 is always kept at 10 - 4 or less Pa, and was able to 
control the gaseous phase reaction of a raw material and water completely. Moreover, since residual oxygen 
and a raw material did not react by the gaseous phase at the time of a raw material exposure and the radical 
had also deactivated completely on the other hand, a radical and a raw material were not seen react by the 
gaseous phase, either. 

[0032] And by the approach of this example, since every atomic layer was formed, homogeneity within a 
field of thickness could be made very good, and dispersion in the thickness within the 8 inch wafer of the 
hafnium oxide film which is 3nm of thickness which carried out 40 cycle mutual exposure was able to be 
suppressed within **0.05nm. Moreover, since chlorine was not contained in a raw material, it made it 
possible to prevent property degradation at the subsequent process resulting from the residual chlorine in the 



film. 
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[0033] In addition, wnen substrate temperature was changed into 350 degrees C and 400 degrees C and the 
same deposition experiment was conducted, at the above-mentioned temperature, the intense autolysis of a 
raw material occurred and atomic layer growth was not able to be performed. This result is explained with 
reference to drawing 5 . Although temperature increases the rate of sedimentation gently in connection with 
a temperature rise in a field 300 degrees C or less so that drawin g 5 R> 5 may show, the rate of 
sedimentation is increasing rapidly bordering on 300 degrees C. This is for growth by the usual CVD 
reaction to advance also in the situation which the deposited raw material autolyzes violently and does not 
have an oxygen radical. 

[0034] Moreover, from the structure and activation energy of the film in each field, in the field 300 degrees 
C or less in which saturation adsorption takes place, the film formed is in an amorphous condition and it is 
checking that it is in a polycrystal condition in the field 300 degrees C or more by which an intense autolysis 
reaction is accompanied on the other hand. From this result, in order to have deposited every atomic layer by 
the approach of this example, substrate temperature was understood that it is desirable to consider as 300 
degrees C or less, when a tertiary butoxy hafnium was specifically used as an organic metal raw material, 
the temperature from which the film to deposit is amorphous, and. 

[0035] Moreover, as shown in drawin g 6 , when the impurity carbon content in the film was measured 
according to secondary ion mass spectrometry, carbon existed in a front face and a substrate interface 
mostly, and it became clear to reduce the amount of carbon residue of the film (right-hand side of drawing) 
which irradiated the oxygen radical compared with what irradiated water (left-hand side of drawing). Thus, 
by replacing with water and using an oxygen radical, an impurity content can be reduced and leakage 
current can also be sharply controlled compared with what irradiated water by the film formed by the above- 
mentioned approach. 

[0036] This effectiveness is explained with reference to dra wing 7 . Drawin g 7 shows the electrical property 
(leak property) in the thickness converted into Si02 of Hf02 formed using gaseous-phase atomic layer 
deposition equipment, compared with the conventional approach which irradiated water and formed it, 
leakage current is reduced sharply, and it is shown that the approach of this example is effective in raising 
not only the controllability of thickness but the engine performance as an insulator layer. 
[0037] Here, although drawing 7 shows the leak property in a condition without annealing and shows that 
membraneous quality is excellent also in the phase immediately after membrane formation, it can reduce 
leakage current further by performing annealing treatment. As conditions for annealing, it is desirable to 
process about 10 minutes at the temperature of about 500-950 degrees C in a vacuum or nitrogen, oxygen, 
and a hydrogen ambient atmosphere immediately after membrane formation, and the approach gaseous- 
phase atomic layer deposition equipment performs annealing in a vacuum succeedingly after membrane 
formation is still more desirable. 

[0038] In addition, generally, when manufacturing a device using the metallic-compounds thin film which 
formed membranes by the above-mentioned approach, in order to reduce the interface state density of gate 
dielectric film, or since annealing is given for source drain activation, even if it does not perform annealing 
treatment separately to the film which formed membranes by the approach of this example, in such a case, 
leakage current can be reduced. 

[0039] In addition, when the same effectiveness was acquired as an organometallic compound also when an 
acetylacetonate hafnium {Hf (Acac)4} and a diethylamino hafnium {Hf (NEt2)4} are used besides tertiary 
butoxide, and a tertiary BUTOKI zirconium, an acetylacetonate zirconium, and a diethylamino zirconium 
were used as an organic metal raw material, it checked that the zirconic acid-ized film could be deposited 
for every atomic layer. 

[0040] Furthermore, by using the nitrogen radical generated from nitrogen gas or ammonia instead of the 
oxygen radical shown by this example By using the mixed radical generated from NO system gas which the 
nitriding reaction of an organic metal can arise, and can deposit a metaled nitride for every atomic layer, and 
contains NO, N20, or N02 It checked that the acid nitriding reaction of an organic metal could arise and a 
metaled acid nitride could be deposited for every atomic layer. 

[0041] The gaseous-phase deposition approach concerning [an example 2], next the 2nd example of this 
invention is explained. In addition, the 2nd example indicates the example which applied the invention in 
this application to the lanthanoids system element. 

[0042] In the 2nd example, a dipivaloyl meta-NETO (DPM) lanthanum and {La (CI 1H1 902)3} were used 
for the raw material. DPM of a lanthanum was white powder at the room temperature, made the solution 
which dissolved this by 0.1 mol/L into butyl acetate evaporate at a rate of 0.1 g/min, and was introduced in 
the membrane formation room 1 through piping which heated at 200 degrees C or more. The exposure 
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partial pressure of Lanthanum DPM is lOOPa, and the oxygen radical impressed the power of 10W and 
made it generate in IPa of oxygen tension. What formed the thermal oxidation film lnm or less beforehand 
on the 8 inches silicon substrate was used for the substrate 3. 

[0043] After heating to the substrate temperature of 300 degrees C, when it irradiated order called a raw 
material-oxygen radical alternately 40 times and was made to deposit 3nm of thickness, like the 1 st above 
mentioned example, saturation adsorption was caused more than in the raw material irradiation time 5 
second per time, and it checked that the deposition for every atomic layer was possible. Moreover, by 
realizing membrane formation for every atomic layer, homogeneity within a field of thickness could be 
made very good, and dispersion in the thickness within the 8 inch wafer of the lanthanum oxide film which 
is 3nm of thickness was able to be suppressed within **0.05nm. Furthermore, compared with the thing 
using water, the amount of carbon residue in the film was able to be reduced like the 1st example. 
[0044] In addition, in this example, when substrate temperature was heated at 350 degrees C or more, the 
autolysis of a raw material arose and it was not able to grow up in every atomic layer. Moreover, the 
insulator layer of a lanthanum did not react with upside polish recon by 1050-degree C heat treatment, and 
degradation was not seen. The same effectiveness was acquired even if it used a terbium, the erbium, the 
holmium, the dysprosium, and the DPM compound of PURASEOJIUMU besides the lanthanum. 
[0045] Moreover, it checked that the nitriding reaction of an organic metal and an acid nitriding reaction 
could arise, and a metaled nitride or a metaled acid nitride could be deposited for every atomic layer by 
using the mixed radical generated from NO system gas which contains the nitrogen radical and NO which 
made it generate from nitrogen gas or ammonia, N20, or N02 instead of the oxygen radical shown by this 
example. 

[0046] The gaseous-phase deposition approach concerning [an example 3], next the 3rd example of this 
invention is explained with reference to drawing J_ and dramng 9 . Drawing 8 is drawing showing the 
saturation adsorption property at the time of forming 20aluminum3 film by a water exposure or oxygen 
radical exposure, and dra win g 9 is drawing showing the electrical property of aluminum 203 in a water 
exposure and an oxygen radical exposure. 

[0047] Trimethylaluminum (TMA) was used for the raw material and the substrate which formed the 
thermal oxidation film lnm or less beforehand on the 8 inches silicon substrate was used for the substrate 3 
like other examples. The raw material was heated at about 80 degrees C, and it introduced into the 
membrane formation room 1 through the massflow controller 6. The exposure partial pressure of 
trimethylaluminum is lOOPa, and the oxygen radical impressed the power of 10W and made it generate in 
IPa of oxygen tension. 

[0048] After heating to the substrate temperature of 300 degrees C, when order called a raw material-oxygen 
radical was irradiated 40 times by turns, it turned out like the 1st and 2nd examples that saturation 
adsorption is caused more than in raw material irradiation time 5 second, and the deposition for every 
atomic layer was enabled. On the other hand, when order called raw material-water was irradiated 40 times 
by turns, by trimethylaluminum, saturation adsorption was mostly caused in the raw material irradiation 
time 10 thru/or 15 seconds or more. 

[0049] In the 1st and 2nd examples using a hafnium raw material, to not causing saturation adsorption, it is 
based on the reactant difference in a raw material that saturation adsorption takes place mostly by water 
exposure, and by water exposure, by trimethylaluminum, since the reactivity of trimethylaluminum over 
water is small compared with a hafhium raw material, it is considered because the usual CVD reaction is 
controlled. 

[0050] However, when using trimethylaluminum, as shown in drawjng._8 , by water exposure, with the 
increment in feeding time amount ability, thickness is increasing somewhat and it is thought that it is 
slightly accompanied by the CVD reaction. Since it has the function in which radical oxygen removes the 
carbon in an organic metal as the radical exposure showed the clear saturation adsorption property, and it 
indicated in the above mentioned example on the other hand, while the thickness of the metallic-oxide thin 
film deposited more strictly was controllable, compared with the film formed by the water exposure, an 
electrical property can be made good. Therefore, also in membrane formation of aluminum 203, it can be 
said that the direction of a radical exposure is excellent. 

[0051] This effectiveness is explained with reference to drawi ng 9 . Dr a wing 9 shows the electrical property 
(leak property) in the thickness converted into Si02 of aluminum 203 formed using gaseous-phase atomic 
layer deposition equipment, and it is shown that leakage current is sharply reduced compared with the 
conventional approach which irradiated water and formed it, and the approach of this example is effective in 
raising not only the controllability of thickness but the engine performance as an insulator layer. 
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[0052] Thus, even if it uses water, also about membrane formation of aluminum 203 in which saturation 
adsorption is almost possible, by using an oxygen radical, the controllability of thickness can be raised and 
membranous leakage current can be reduced according to the removal effectiveness of the carbon by the 
oxygen radical. In addition, it is the same as that of the above mentioned example that it can replace with an 
oxygen radical and a nitrogen radical or the mixed radical of oxygen and nitrogen can be used. 
[0053] The gaseous-phase deposition approach concerning [an example 4], next the 3rd example of this 
invention is explained with reference to dra wing 10 . Drawi ng 10 is drawing showing the relation between 
trimethylaluminum (TMA), and the mixing ratio and film presentation at the time of mixing a tertiary 
butoxy hafnium. In addition, the 4th example shows the example which deposited hafnium aluminates. 
[0054] Trimethylaluminum and a tertiary butoxy hafnium were used for the raw material, and both were 
mixed and deposited. The substrate which formed the thermal oxidation film lnm or less beforehand on the 
8 inches silicon substrate was used for the substrate 3 like other examples. Setting the exposure partial 
pressure of an organic metal raw material to lOOPa in total, the oxygen radical impressed the power of 10W 
and made it generate in 1 Pa of oxygen tension. 

[0055] After heating to the substrate temperature of 300 degrees C, when order called a raw material-oxygen 
radical was irradiated 40 times by turns, it turned out like the 1st thru/or the 3rd example that saturation 
adsorption is caused more than in raw material irradiation time 5 second, and the deposition for every 
atomic layer was enabled. In addition, in this example, when substrate temperature was heated at 350 
degrees C or more, the autolysis of a raw material arose and it was not able to grow up in every atomic 
layer. 

[0056] Next, the presentation change to the flow rate of a raw material is shown in drawing 1010 . By 
changing both mixing ratio, the presentation changed continuously from aluminum 203 to Hf02. In 
connection with it, membranous specific inductive capacity also changed from the value 9 of aluminum 203 
linearly to the value 30 of HfD2. In the insulator layer of 50% or less of hafnium contents, after 1050-degree 
C heat treatment did not cause crystallization, a upside polish recon electrode did not react further, and 
degradation was not seen. 

[0057] Moreover, as a hafnium raw material, also when an acetylacetonate hafnium {Hf (Acac)4} and a 
diethylamino hafnium {Hf (NEt2)4} were used besides tertiary butoxide, it checked that the same 
effectiveness was acquired. Furthermore, when a tertiary BUTOKI zirconium, an acetylacetonate zirconium, 
and a diethylamino zirconium were used as an organic metal raw material, it checked that the zirconium 
aluminates film could be deposited for every atomic layer. Moreover, it checked that the silicate containing 
a hafnium or a zirconium could also be formed by replacing with the trimethylaluminum used by this 
example, and using a tetramethylsilane. 

[0058] The gaseous-phase deposition approach concerning [an example 5], next the 5th example of this 
invention is explained. The 5th example shows the example which carried out continuation membrane 
formation of silicon oxide and the metallic-oxide insulator layer on a substrate silicon substrate. 
[0059] First, after fluoric acid immersion processing removed the natural oxidation film, the silicon 
substrate was introduced in equipment, the oxygen radical was generated for 5 seconds by the substrate 
temperature of 400 degrees C, lPa of oxygen tension, and 10W of power, and oxidation treatment of a 
substrate silicon substrate was performed. This formed silicon oxide lnm or less. Then, by the technique of 
having cooled to 300 degrees C and having indicated substrate temperature in the above mentioned 1st 
thru/or the 4th above mentioned example, and the same technique, the mutual exposure of an organic metal 
raw material and an oxygen radical was performed 40 times, and silicon oxide and a metallic -oxide insulator 
layer were deposited continuously. When this cascade screen was investigated by secondary ion mass 
spectrometry, the amount of carbon residue of silicon oxide and a metal insulator layer interface could be 
fUrther reduced by this example, and membranous leakage current was able to be controlled further. 
[0060] Moreover, it also checked that the nitriding reaction of a substrate and an organic metal could arise, 
and a metaled nitride could be continuously deposited on a silicon nitride by using the nitrogen radical 
generated from nitrogen gas or ammonia instead of the oxygen radical shown by this example. Moreover, by 
using the mixed radical generated from NO system gas containing NO, N20, or N02, the acid nitriding 
reaction of a substrate and an organic metal can arise, and a metaled acid nitride can be continuously 
deposited on a silicon acid nitride. 

[0061] In addition, in each above-mentioned example, although the oxide of a zirconium, a hafnium, 
aluminum, and a lanthanoids was indicated, this invention is not limited to the above-mentioned example, 
and can be applied also to the compound of wide range metallic elements, such as a tungsten, a tantalum, 
and titanium. Moreover, although the above-mentioned example indicated the case where the insulator layer 
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formed by the approach of the invention in this application was applied to gate dielectric film, the technique 
of the invention in this application is not limited only to the formation application of gate dielectric film, is 
the barrier layer used for the multilayer-interconnection layer of a silicon integrated circuit, and can be 
applied also to the case where the precise film is deposited for every atomic layer, and the capacity insulator 
layer of a DRAM capacitor. 

[0062] As the above-mentioned barrier layer, TaN formed by irradiating a nitrogen radical using TiN 
formed by irradiating a nitrogen radical, using tetra-dimethylamino titanium as an organometallic compound 
raw material or said organometallic compound raw material PENTA dimethylamino tantalum can be used, 
for example. 
[0063] 

[Effect of the Invention] As explained above, according to this invention, by irradiating an organometallic 
compound, an oxygen radical, a nitrogen radical, or the mixed radical of oxygen and nitrogen by turns, it 
becomes possible about carrying out the gaseous-phase deposition of an oxide, a metaled nitride, and a 
metaled acid nitride thin film for every atomic layer, and very high homogeneity and dependability can be 
acquired. Moreover, it made it possible to deposit aluminates, silicate, and a lanthanoids insulator layer in a 
gaseous phase for every atomic layer. 
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R«t5o **5, as 1 (ommma. '^—yj*<vmdfo 20 
[0028] ^y-zjxtDmmaz*— v— yb* 

v"^!)A iHf (O t B u) 4 } SrfflV^TV^So 

OOPatl)^ »3R9^*yHi, KiMlPatl 
[0 0 2 9] 1 ^ yUfefc 9 (DffiWmkitifm klV'f 

[0 0 3 0] ±IEISft»*SJ6<0«^«r|g| 4 S:#RS LT 40 
K^«c £1\ (2 4 (a) KSS^T, '>!/3y!fil 

Lfcffc, (b) (c^i-J: y V = LR l 5 _LM 

tf»i6oiii-sott4s 0 ^ecoi, ( c ) tc^-r 

Mil 8«rlJI7g/£-r£ 0 ^o<t£, i/lojg|J¥l4g&ft 
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■cttiDR^aeiTofltasttts. tit, (b> % 

(c) coxSSr^St^Oig-r- tWot, BfTMojgl 
ff <D£«»{fc»#Rfcfl?rt-f 5 w £ 5 G 

[0 0 3 1] **16«0^*-CttfiRR^*Srttffl 
Lft^fc«>, filcRll l*J0>zk#J£f4WK 1 0~ 4 PaJ^l 
T»-«fc*tT*5 0, B»4:*fco*ttKJS*r«±«c:»l|iJ 

[0032] -t lt, *mmm<D&&xiz, m+mzt 

TOBW^tfto? Sr, ±0. 0 5nraMC»xS: 

t^-e#fc 0 *fc, m&izmm&ttvx^^wx-* 

[0 0 3 3] ft*3, S4EfflSSr3 5 Ot:*3«fct/4 0 Ot: 
Li^ e B»WA*»4 LJDSKPJififcft SrfT 5 ^ k # 

5*»fe#*»5J;5fc:, fflS^s 3 0 CCKT^WWTtt, 
»«±*K#oTiraj*flEI«^*^JtJoi-S*^ 3 0 

[0 0 3 4] *^r^««til*3^5R^*ifiat5S 

ttjb^^^?— jo»e>, fi&fp®**sjg - s 3 o otOT^ 
««-e«, «rt**t*RttT*/u7T^tt«Tfco, - 

***«^ftT«-?JirtOi)tar*:ff 5^f4, s 
A#W^I4*«&JHjBK*5|-4: Lt^-^ y -^h^> • 

[0 0 3 5] [H6{c:^-rcfc 
*l4*ffi4:S4E#ffiic#<#«Eb, »*9^*^*r«W 

LfcRT-f4 y - * ®«ft tK £ RMt L fc t> <D tctt^X 
[0 0 3 6] r^3»*Srl2l7t#BSUTSlWi-5 0 [117 
i O2 JcSIJ|[.L*:Rff^*3*45««C«Ptt (y-^«H4) 



[0037] m7iz^ T~-/\sfj:L<Dftmx<D 

y-^tt^LT^, f&mm&^&mz&^xhm 

i-^klz£^x&lc»-?mffi1t1&mirZztfrXZ 

fcmm, mm. *iSit^c^^t5oo-9 5ot: 10 
mm<omtv 1 0 c t l < , 

Wo#ffif|Sffifri6*^5fc*, XW\ y— * • KK> 
-vu«S«:ll6S < T b y ««*rfi*i-4 r 4: &X* 

£ £*> 20 

[0039] /teas, ^m&mik£VotLX?-i/-rV- 

^ iHf (Ac a c) 4 } . ^xf/UJ^ y . /n^- £7 
A {H f (NE t 2 ) 4 } *r/Bv*fc»*fc:b|Ifl«a>3&* 

[0 0 4 0] Hd, *IIJfifl»JT^Lfc»ig7^^0ft 
NO, N 2 O^liNOz Sr-£tfN03&#;*a»<b£ 

[0 0 4 1 ] 2 ] Jfefc* #»W<0» 2 OUttM 

OSTEIN'S b<7>-Cfo£ 0 40 
[0 0 4 2] S 2 WHIE^J-Ctt, v^^d^/M^^- 
h (DPM) {La (C11 H19 O2) 

«k zti^mmy^^^zo. lmoi/Lt 

S«Lfc*ffiSrO. 1 g/m i n <7)fi|^T^{b£-£-C\ 
2 0 0 tK±l:ft!»LfcEf «:« Lta« l W|A 
Lfc 0 7 y ^ >D PMOi»»Eli 1 0 0 P a f & 9 , 
•*7^*/H4, ii^ElPaT'lOWOl^^D 

±«c*>b^i:*l nmWT©JR»b«*»«L*:bO«r so 
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[0043] m&m&3 0 o c c&xtomi>tz&i [ z s 
1 sfcfc «9 oiaj|^fls#tB#ra 5 s?K±TfiaftK***3 

^1^3lffi#'] iridic:, TkfcJflV^fcfc^teJfc^T. Rf 
[0 0 4 4] *Hlfe0iJ«C*3^rb* 3 5 0°C^± 

^ojeasgte 105 otojRftta^j: 9±8)jco^y >>y 
fflv^Tbm«^a*^»fottfe. 

[0 0 4 5] *fc, ***«T?*Lfc||*5^*/KOft 
*9^#/K NO, N2 OX(iN0 2 

*»&4fej**n*jft*7^*^S:fflir^5r tizzy ^ ^ 
^So^fbSi^, *»bKJC*«*i:T, ^Jico^fb^ix 

coo46] mm&i 3 ] jsfetc. ttp^s 3 <z>ns£0ij 

T A 1 2 O 3 Rfr»AL^»fr|C«(tSttft»iHFWtt«: 
^^A I2O3 o«St^Sr^-f-B|-cfeSo 

[0047] i^:hy>fyu7;^;x»)A (tma) 

y =>S4R±^*>e>^C«)l n mMTftmSkikM&l&tiSL 
Ufc*«S:ffiV^fc 0 M^i^8 0t«t, 
7 y h P-? 6 Lt*»« l K»A Lfc. h 
y ^^TyU^^^^CORg^jE^! oOPatfc^ 

[0048] stEias 3 0 ox:^xmmv,t^m^. $m 

v^5l«^2^w4 0EflR*tLfct r 
m&*Jmkistz 0 — J^W- 7Kir^5HH(c:^S^4 0 
[0 0 4 9] /^=^AJDR«.firfflVNfcJBlXt/»2 0j| 

mmxi* s *HB*tTfifis?p»3»jije - $ «t l. 



* ^j\otjv * =. ^mmctt^xTkicM-t 
asi»tt^* v^»Ka*ocvDK«*»iiPjsns 

[0050] L^L**se>, h y >^vuryu5~*A* 

68i:ts:im5o fi&oT. A 1 2 O 3 co^cfli^ 

[oo5i] rc7)^m^Ei9 ^#fi?,Lrtfts^-r^ 0 12 9 

tt, ^^@^^-/iitffl^S^^fflV^T?f^Ly L cA 1 2 O3 <D 
S i0 2 ^**LfcBt*^S3^5«ft«Mt (y-^4# 

[0052] -<nx.o{c > *«rfflv^Ttiaffftfp»*^ 
*7ttfcA I2O3 OfigK^BflLTtx lfc*5^#yu*:/B 

^y—*««*ffij*-*-3w &*5, g|7^ 

*^t«^5:t«S50 liWE L fcHiSfly t mmx 30 

[0053] mmm4i m^, «p^i3ro»i 

5o HU0IS, h y ^^vUT/^ — ^A (TMA) ts 

[0 0 5 4] mnitC h y^f-/UT;U^|?Ai:^-v/t 

«Lfc 0 **3»cttffi^*16«4:|Bl««c:, s^omu 

Lfc«R«rffl^fc D W«4*JRJ|sKofiait»JE*^tf-ei 
OOPaH, i$7^/Hi, &3S#ffi lPat'10 

[0055] S«I3 0 ot:*T*n«iUfc««c:, iec» 

aSrWStL^ fc*5, *HJB«^*5V^fc, 3 5 or 50 
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[0 0 5 6] J®JN-wiSES:Jtd*f-r5«a^c^bS:lgl 

Al 2 03 HHf02 *T-iftffiWtC^bLfco *tt«c: 
ffiS<E>JtKfll*fcA 1 2 Os C0fi!9/J^H f O2 <D 

fI3 os-eiSitftW^sEitLfco ^^^^15 0% 
aT^ie»Bt-ett, 1 o 5 ow&Mmmhm&fc&m 

[0 0 5 7] ^7^^ISirU^->ty- 

A (Hf (A c a c ) 4 } , ixcc^yUT ^ J • ^:7~? 
A {H f (NE t 2 ) 4 } ^m<Dt& 

^fyi->7y^ffli/^i <t(c J: ^:7~# a*> u< 

[0 0 5 8] [^JS0iJ 5 ] }k^, *&W<Dm 5 cD||J£#iJ 

^&&$mmm*m^^xmwirz>o is^wj 
[0059] »»a»*a3ffi^«t9g»»{fcws:i» 

4 0 0t g£^#J±l Pa. 1*1017 7 hT*i7v? 
#;u£5#^3£££-tt\ T**>y 3>S<E^Kft*a«S: 
fTofc. 1 nm^TO^y = vBHbflISrJg/& 

Lfc 0 iBE^T* SKM3 0 0tStftSL, mllBL 

[0 0 6 0] *SS16«-C*UfcK*5i^*^«>ft 

a^bSi^^^cT, ->y 3^»s^bK±«^«^»^b 

[0 0 6 1] ±E#W*«-e«t, 



* 



(8) 
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IB*tt«ij-ei4*is»w«>*«feiJ:J: 9»J*Lfc«5«KSry 

^. DRAM*-r^>'5(z>aE#i6i«K(-fcafflBr^*> » 

So 

[0062] in^yniLTtt. es*.i*, 

•H^i'A^tBMtLTJPritft^ST i N, 31(4, MB 
[0 0 6 3] 

t ^siroji-a- y >\> t *&mzm%i-r z> r t \z x <o , 
<r— k 7>?;s( h'f&m^m^m^tiz^x-mm 

[12] #*AJRft**i*fcfcS551flRWL*:»fra) % so 



IB 4] «SSia«^«^-Sr*a;Wlc*"*-|aTfcS. 
[15] *Ka«t^Ki««i:^§B««:*-riaT-fc5. 
[!6] «P^^fti«*SK'l«SltlOi$ 

[17] **Wo*i©«fi«i:ffSHf02 com^# 

[18] #«A«{k^»i:»*5^*yuxtt*fir3iSfla 

m t oBB««:*-rig-e*)5. 

[19] **MO»3O3IJfi0!|^«5A 1 2 Oa <7)©^ 
[110] hy^^T/U^^A^, — v^y^y 
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HO 1 L 21/285 
21/3205 
21/8242 
27/108 
29/78 



F I 

HO 1 L 21/285 
21/88 
29/78 
27/10 



r-w-r (##) 

P 5 F 1 4 0 
R 

3 0 1 G 
6 5 1 




F * — 4K030 AA11 BA38 BA42 BA43 CA04 

EA01 FAIO HAOl JA09 JAIO 
LAI 5 

4M104 BB30 BB32 DD45 EE03 EE16 
FF18 

5F033 HH32 HH33 MM05 MM 13 PP02 
PP11 

5F058 BC03 BD05 BFOl BF23 BF27 

BF29 BF30 
5F083 AD11 GA06 JAOl JA02 JA39 

JA40 PR21 
5F140 AAOO AA19 BAOl BDOl BD02 

BD05 BD11 BE07 BE08 BE09 

BE16 
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